The reaction was performed with 5a (2 mmol, 10 equiv).
[f]
The reaction was performed with 5a (1 mmol, 5 equiv).
[g]
The reaction was performed at 45 °C.
[h]
Catalyst 3 (0.04 mmol, 0.2 equiv) was used.
[i]
Catalyst 3 (0.02 mmol, 0.1 equiv) was used. 
General Methods and Materials

13
C NMR spectra were acquired on a broad band decoupled mode. High resolution mass spectra were recorded at 60-70 eV with a Waters Micromass Q-TOF spectrometer (ESI, Ar). Elemental analyses (C, H) were carried out using Elementar Vario Micro Cube analyzer.
TLC (0.5 mm) was carried out using silica plates with fluorescence indicator. Column chromatography was performed on silica gel (230-400 mesh). Optical rotations were measured on a JASCO P-2000 Polarimeter. Enantiomeric excess (ee) determinations were carried out by HPLC using a JASCO (JASCO PU-2080) instrument fitted with a UV-2075 detector with λ fixed at 254 nm. Daicel Chiralpak AS/AD or Daicel Chiralcel OD/OJ columns were used for the HPLC analyses.
Organocatalysts 1-3 were commercially available. Chalcones and racemic substituted cyclohex-2-enones rac-6a-l [1] , 8a,b [2] were made using known procedures. Analytical grade solvents were used from commercial sources without further purification.
Suitable X-ray quality crystals of 6c and 9b were grown in hexanes and X-ray diffraction studies were undertaken. X-ray crystallographic data were collected from single crystal samples at 150(2) K mounted on a OXFORD DIFFRACTION XCALIBUR-S CCD system equipped with graphite monochromated Mo Kα radiation (0.71073 Å). The data were collected by ω-2θ scan mode, and absorption correction was applied by using multi-Scan. The structure was solved by direct methods SHELX-97 and refined by full-matrix least squares against F 2 using SHELX-97 [3] software. Nonhydrogen atoms were refined with anisotropic thermal parameters. All hydrogen atoms were geometrically fixed and allowed to refine using a riding model.
Experimental Procedures and Characterizations
General procedure: Cascade Michael-aldol-dehydration of Chalcones and Acetone
A mixture of chalcone 4a-l (0.2 mmol, 1 equiv), acetone (232 µL, 3 mmol, 15 equiv) organocatalyst 3 (6 mg, 0.06 mmol, 0.3 equiv), 3,5-dinitro-benzoic acid (17 mg, 0.08 mmol 0.4 equiv) in t-butanol (500 µL) was stirred at room temperature (28 °C). After complete consumption of the chalcone, usually 72-144 h (monitored by TLC), the resulting mixture was concentrated under reduced pressure and the residue was purified by column chromatography over silica gel (eluent indicated in each case) give the desired product 6a-l.
(5R)-3,5-Diphenylcylcohex-2-enone (6a) [4] : (5R)-5-(4-Chloroophenyl)-3-phenylcyclohex-2-enone (6b) [5] : (5R)-5-(4-Bromophenyl)-3-phenylcyclohex-2-enone (6c) [5] : (5R)-5-(4-Methoxyphenyl)-3-phenylcyclohex-2-enone (6d) [5] : 
(5R)-5-(4-Trifluoromethylphenyl)-3-phenylcyclohex-2-enone (6e):
The product was obtained following the general procedure and after column chromatography (5R)-5-(3-Chlrophenyl)-3-phenylcyclohex-2-enone (6h) [5] : 
